Table of Contents Page
Nitration of BODIPYs S3
Reduction of BODIPYs S3
Reactions of BODIPYs with HNO 3 /Ac 2 O S3
Nitration of BODIPY 1 S3
Nitration of BODIPY 2 S4
Independent synthesis of 2-ethyl-4,4-difluoro-1,3,8-trimethyl-6-nitro-4-bora3a,4a-diaza-s-indacene (3) S4
Nitration of (1H-pyrrol-2-yl) (4-tolyl) methanone (11) S5
Independent synthesis of 4,4-difluoro-2-nitro-8-(4-tolyl)-4-bora-3a,4a-diaza-s-
indacene (5) S5
Synthesis of 5-amino-2-ethyl-4,4-difluoro-1,3,8-trimethyl-4-bora-3a,4a-diaza-
s-indacene (7) S6
Synthesis of 3-amino-4,4-difluoro-8-(4-tolyl)-4-bora-3a,4a-diaza-s-indacene (8) S6
1 H NMR and 13 C NMR spectra compounds S7-S22 Table S1 -S3. Photophysical data S23-S25 Scheme S1. Tautomeric equilbrium S26
Figure S1-S2. Absorption spectra S27
BODIPY dyes 1 1 and 2 2 were synthesized by the methods previously described.
General procedure for the nitration reactions
To a stirred solution of BODIPY (1 equiv) in Ac 2 O was added HNO 3 (2-4 equiv) at 0 ºC under an argon atmosphere. The mixture was stirred for 10-30 min and after that time, the solvent was removed under reduced pressure. The products were purified by flash chromatography on silica gel (eluent hexane/EtOAc).
General procedure for the reduction reactions
A solution of the corresponding nitro-BODIPY in EtOAc was hydrogenated in an HCube continuous flow reactor with a flow rate of 1.0 mL/min, full pressure of hydrogen, at 40 ºC, and using a 10% Pd/C CatCart 
Independent synthesis of 4,4-difluoro-2-nitro-8-(4-tolyl)-4-bora-3a,4a-diaza-sindacene (5).
To a solution of 12 (90 mg, 0.42 mmol) in CHCl 3 (10 mL) was added POCl 3 (0.1 mL, 1.08 mmol), and the mixture was stirred for 30 min at rt. Then, pyrrole (0.04 mL, 0.3 mmol) in CHCl 3 (5 mL) was added and the resulting solution was stirred for 2 h at rt.
Triethylamine (2 mL, 13 mmol) was added, followed by an addition of BF 3 Et 2 O (2 mL, 13 mmol), and stirring was continued for 2 h before being quenched with 10% aqueous 
Synthesis of 3-amino-4,4-difluoro-8-(4-tolyl)-4-bora-3a,4a-diaza-s-indacene (8).
According to general procedure, BODIPY 6 (23 mg, 0.07 mmol) in EtOAc (25 mL) was Scheme S1. Enamine-imine tautomeric equilibrium upon substitution by amine at position 6 (compound 9). 
